In this work we show that the standard method to obtain nucleation rate-predictions with the aid of atomistic Monte-Carlo simulations leads to nucleation rate predictions that deviate 3 − 5 orders of magnitude from the recent brute-force molecular dynamics simulations [J. Diemand, R. Angélil, K. K. Tanaka, and H. Tanaka, J. Chem. Phys. 139, 074309 (2013)] conducted in the experimental accessible supersaturation regime for Lennard-Jones argon. We argue that this is due to the truncated state space literature mostly relies on, where the number of atoms in a nucleus is considered the only relevant order parameter. We here formulate the nonequilibrium statistical mechanics of nucleation in an extended state space, where the internal energy and momentum of the nuclei is additionally incorporated. We show that the extended model explains the lack in agreement between the molecular dynamics simulations by Diemand et al. and the truncated state space. We demonstrate additional benefits of using the extended state space; in particular, the definition of a nucleus temperature arrises very naturally and can be shown without further approximation to obey the fluctuation law of McGraw and Laviolette. In addition, we illustrate that our theory conveniently allows to extend existing theories to richer sets of order parameters.
I. INTRODUCTION
Nucleation is the initial step of a phase transformation, a process ubiquitous from the smallest to the largest physical length-scales: the fabrication of new nanoscale material for various future applications such as the design of new microchips requires a control on the morphology of nucleated material 1, 2 . On the micrometer scale, nucleation is for instance relevant in the development of new drugs; here, different nucleation conditions can lead to different packing arrangements of the molecular substance, which would be pharmaceutically classified as different drugs. Therefore a precise handle on the nucleation process is deeply required 3 . On the higher end of length scales, research has been conducted 4 to study cloud seeding -the injection of a substance into clouds to induce rainfall -offering the potential to control the weather and the atmosphere. On cosmic length-scales nucleation leads to creation of interstellar dust after super novae. The dust modifies the spectrum of interstellar radiation, and its composition and time-scale of formation are of key interest 5 . In all these phenomena, small nuclei have to overcome an activation barrier to initiate the phase-transformation and to a) Electronic mail: marco.schweizer@math.ethz.ch b) Electronic mail: leonard.sagis@wur.nl grow deterministically. The rate at which small nuclei are capable to escape from the initial fluctuation dominated growth regime is the fundamental quantity of interest in nucleation theory. This nucleation rate has been predicted through a variety of methods ranging from brute force molecular dynamics (MD) simulations [6] [7] [8] [9] [10] [11] [12] to phenomenological, semi-phenomelological and statistical mechanics approaches [13] [14] [15] [16] [17] [18] [19] among others.
MD simulates all involved atoms in the nucleation process by solving their equations of motion and can be used to obtain the exact nucleation rates under various initial conditions of the metastable phase. Since MD conducts computer experiments with systems of nano sized dimensions, up to limits of a few micrometers, these studies favour regimes in which the nucleation rate is large, so that despite of the microscopic system size critically sized nuclei pop up frequently enough and adequate statistics on the obtained data can be ensured. In the prototypical studied nucleation of liquid drops in a metastable gas, MD works in the large supersaturation regime where the metastable phase is very dense. This is in strong contrast to real experiments. Most laboratory experiments [20] [21] [22] [23] are performed at low supersaturations and measure nucleation rates less than 10 10 cm −3 s −1 . For the nucleation of argon the latest experimental setups through the supersonic Nozzle (SSN) experiment 24 achieved to study nucleation rates up to 10 17 cm −3 s −1 . Only recently, in 2013, large-scale MD simulations 6 were capable to operate in the experimentally accessible regime set by the SSN. In Fig. 1 we have reported the studied nucleation rate in MD simulations of argon in some of the literature throughout the past 20 years -unless sophisticated large-scale simulations are exploited, MD would typically study nucleation regimes that differ by 5 − 10 orders of magnitude from the SSN experiment and 12 − 17 orders of magnitude from typical experiments. MD cannot be used to study realistic experimental regimes unless tremendeous computational effort is made, which is the main drawback of the technique. Coarse-grained models allow to bridge the timeand length scale gap between atomistic dynamics and nucleation as perceived on a coarser scale. Such models offer the possibility to obtain predictions in the experimental accessible nucleation regime and offer hence an appealing alternative to brute-force MD.
The development of coarse-grained models to capture the relevant macroscale physics of nucleation received tremendeous amount of interest. These studies mainly focus on obtaining predictions for the shape and hight of the nucleation landscape V S (n c ) that prohibits small nuclei to reach the critical size n * c . The barrier height ∆V S of V S is particularily important and enters the nucleation rate through an exponential factor e −∆VS . Relatively minor errors in ∆V S are therefore known to give rise to lack in predictions of the nucleation rate of orders of magnitude. In the literature k B T V S (n c ) is known as the Gibbs free energy of formation of a nucleus of size n c in a metastable phase at temperatur T and pressure P . A long history of phenomenological, semi-phenomenological and statistical mechanics models have been obtained to predict the work of formation. In particular, the classical nucleation theory 13 , the internally consistent classical nucleation theory 14 , the semiphenomenological model (SP) [15] [16] [17] , the revised SP model 18 , the mean-field kinetic theory (MFKT) 13, 25 , the extended modified liquid drop dynamic nucleation thoery 19 and many more. In our work we aim to obtain quantitative predictions of V S from first principle atomistic Monte-Carlo (MC) simulations thereby avoiding the often crude approximations that mesoscopic theories exploit to obtain the nucleation landscape V S .
Standard MC simulations [26] [27] [28] [29] [30] [31] [32] in the literature exploit small atomistic systems with N atoms, pressure P and temperature T to sample the probability φ S (n c ) of occurence of a nucleus of size n c . The choice of the isobaric-isothermal ensemble in computer simulations mimics the conditions of many real experiments which control exactly these variables to induce the nucleation process. The link of the microscopically obtained probability φ S (n c ) with the macro-physics manifests itself in the relationship V S (n c ) = − log(φ S (n c )). The probability φ S (n c ) is vanishingly small around the critical size n * c , but the MC simulations can be biased through importance sampling techniques such as umbrella-sampling to access regions of the atomistic phase space that contain a nucleus of size n c . MC simulations obtain φ S (n c ) even in the experimentally relevant nucleation regime thereby offering a tool that is potentially superior to brute-force MD. In order to obtain nucleation rate predictions J, φ S must however enter an adequate evolution equation obtained through supplementary dynamic considerations of the macroscale nucleation process. The Zeldovich equation
recognized as thermodynamically admissible 33 is probably the most popular to capture the dynamics of the distribution function f (n c ) of a nucleus of interest. Here, f (n c ) denotes the probability that the considered nucleus has size n c and D nc,nc is the diffusion coefficient of the diffusion process described by Eq. (1). The Zeldovich equation can be solved approximately in the stationary limit to obtain the nucleation rate as J = J 0 e −∆VS , where the prefactor J 0 is related to kinetic coefficients and the barrier shape 13 . We will illustrate that when the nucleation rate of argon droplets in a supersaturated argon gas is obtained through the standard formula J = J 0 e −∆VS , where ∆V S is constructed from the aforementioned MC technique, a nucleation rate is predicted that deviates 3 − 5 orders of magnitude from exact brute-force MD predictions by Diemand and coworkers 6 . This is particularily severe since the simulations conducted by Diemand et al. consider the practically relevant supersaturation regime. Furthermore, the argon particles are described by the Lennard-Jones model and this is one of the most basic and often used microscopic models to study the nucleation process. The standard approach to obtain the nucleation barrier by MC simulations is therefore incomplete.
We argue that this is an artefact of relying on the fully truncated state space x trc c = (n c ) to describe the nuclei degree of freedom on the coarsegrained scale. Our attempt to improve nucleation rate predictions obtained from MC simulations has its fundament in 1966 in the classical work 34 by Feder et al. who already noticed the need to extend the aforementioned truncated state space in order to account for certain dynamic effects that cannot be captured by the use of a single state variable. In particular, Feder et al. realized that in the nucleation process a significant amount of latent heat is released indicating that the nuclei exhibit rather strong energy fluctuations on top of their size fluctuations. They showed that a proper inclusion of the internal energy u c into the nuclei state space leads to corrections to the nucleation rate of 1 − 3 orders of magnitude. The nucleation landscape in their work is therefore extended to two dimensions such that V S = V S (n c , u c ). This is confirmed by other work 33, [35] [36] [37] focusing on nonisothermal corrections. Another argument in favour of equipping the state space with additional degrees of freedom traces back to the "translational-rotational paradox" initiated by Lothe and Pound around 1962 38 . They realized that nuclei are not static objects, but can move and rotate within the metastable phase. In their semi-quantum mechanical treatment they tried to incorporate the translational and rotational contributions into V S (n c ) without extending the nuclei state space and ended up with corrections of 10 17 to the nucleation rate. After incorporating their correction, theoretical predictions of the nucleation rate deviated from experimentally obtained rates so outreageously that the term "translational-rotational paradox" was coined. Many attempts [39] [40] [41] [42] [43] [44] tried to resolve the paradox. In this respect the work 44 of Reguera and Rubi presents an elegant solution by incorporating additional degrees of freedom that characterize the nuclei. In particular, they argued that a proper inclusion of the momentum p c and angular momentum l c in the state space of the nucleus leads to much smaller corrections of the order of 10 2 − 10 5 for typical nucleation regimes. The landscape would hence be extended to
The idea of extending the state space to capture relevant effects is not new and for certain order parameters, the extended nucleation landscape V S has even been studied by statistical mechanics [45] [46] [47] . But in this paper we aim to lay the basis for the nonequilibrium statistical mechanics of nucleation with extended state spaces. We here restrict the study to the specific choice x c = (n c , p c , u c ) and to homogeneous nucleation in a one-component system. We develop a coarse-graining procedure that is reliably predicting nucleation rates in the low nucleation rate regime where critically sized nuclei are sufficiently large so that their dynamics can be captured in the continuum limit through the use of Fokker-Planck equations. This FokkerPlanck equation involves diffusion in x c -space and describes the dynamics of f (x c ), the probability that at a certain time a specific nucleus has property x c .
Our coarse-graining procedure relies on the GENERIC (General Equation for Non-Equilibrium Reversible-Irreversible Coupling) projection-operator technique 48, 49 and yields atomistic expressions for the building blocks of the aforementioned Fokker-Planck equation. In particular, we obtain a fundamental expression for the nucleation landscape V S (x c ) that can easily be sampled in MC simulations and we show that the diffusion coefficients in the FokkerPlanck equation are a simple generalization of expressions already available 50, 51 for the fully truncated case x trc c = (n c ). Through our nonequilibrium statistical mechanics we obtain contributions to the nucleation barrier that have already been found through mesoscopic irreversible thermodynamics arguments concerning momentum corrections and by McGraw and Laviolette for energy fluctuations. In particular, our framework allows to rigorously define a nucleus temperature T c that obeyes the non-Gaussian behavior derived by McGraw and Laviolette 52 which has been confirmed in direct MD simulations of nucleation 53, 54 . We apply our approach to the most recent MD simulation predictions 6 of Diemand et al. and show that the lack of prediction of 3 − 5 orders of magnitude by the truncated theory can be eliminated. On the example of MFKT which uses the truncated state space we illustrate further that we can conveniently extend existing theories to richer state spaces thereby improving the quality of their predictions.
In Sec. II we develope the coarse-graining scheme for nucleation with extended state spaces from microscopic arguments. We show that the nucleation landscape V S is deeply related to the system entropy and that V S is the fundamental static building block generating the nucleation dynamics on the coarse-grained scale. We discuss the nucleation landscape and the evolution equation governing f (x c ) in some detail and relate it to existing literature results. In Sec. V we apply our results to extend the state space of the MFKT of nucleation and discuss the nucleation of argon droplets in a metastable gas. Finally, in Sec. VI we use our coarse-graining procedure to obtain the nucleation rate in metastable Lennard-Jones gas. We show that the standard coarse-graining procedure leads to erronoreous estimates as compared to brute-force MD simulations 6 and that these can be corrected for by our theory.
II. DETAILED DERIVATION OF COARSE-GRAINING PROCEDURE

A. Relevant State Variables
We aim to investigate nucleation in a metastable one component system. Prominent examples are nucleation of liquid drops in a gas phase or nucleation of gas bubbles in a liquid phase. We characterize the state x c = (n c , p c , u c ) of the nuclei by means of their number of atoms n c , their total momentum p c and their internal energy u c . The incorporation of the total momentum allows for Brownian motion of the nuclei and the total energy as an additional variable is necessary to treat nonisothermal effects. The dynamics of a single nucleus is captured by the distribution function f t (x c ) describing the probability that the nucleus has degrees of freedom x c at time t; the time-argument will subsequently be suppressed in the notation. The nuclei are assumed to evolve independently, so that the evolution of each nucleus does not affect other nuclei and the single-nucleus distribution function f (x c ) is sufficient to capture the relevant macroscale physics. We hence neglect the break-up of a nucleus into several nuclei or coalescence effects. We further characterize the full system in which nucleation takes place by its total energy E tot , total number of particles N tot , total momentum P tot and volume V tot so that its state is captured by x tot = (N tot , P tot , E tot , V tot ). Clearly, as x tot consists solely of conserved quantities, the state vector x tot remains constant during the entire evolution. The state variables x c (or respectively f (x c )) and x tot are merely a splitting of degrees of freedom to capture the essential characteristics of the nucleus and its environment. However, x tot is not the state of the nucleus ambient phase, but involves both, the nucleus and ambient phase degrees of freedom. In Sec. II E we show that upon a suitable transformation, the variables x tot and x c can indeed be used to split the degrees of freedom into nucleus, x c , and environment degrees of freedom, x env . The splitting (x tot , x c ) allows us to carry out the nonequilibrium statistical mechanics more straightforward as x tot is a conserved quantity. However, the state of the ambient phase x env is not conserved as it exchanges particles, momentum and energy with the nucleus and as such, the nonequilibrium statistical mechanics is slightly more involved with the splitting (x env , x c ).
The macroscopic state variables must be computable by exploiting specific microscopic expressions. On this more detailed level of description, the system is characterized by N atoms with mass m, position r i and momentum p i in a box of volume V tot . All atoms build the microscopic phase spaceΓ = (r 1 , p 1 , ..., r N , p N ) . In order to distinguish particles that are part of our nucleus of interest from the remaining ones we introduce the function Π θ(Γ) onΓ. We use the simple position dependent rule Π θ(Γ) (r i ) = 1 if particle i is part of the nucleus and 0 otherwise. Notice that in our notation Π θ(Γ) (r i ) is seemingly only depending on r i , but this function of course depends on all position degrees of freedom ofΓ. Popular cluster criterions Π θ(Γ) of the kind are the Stillingercluster definition 55 , and its extension presented by ten Wolde et al. 32, 55 (see also Sec. VI B). We obtain the subsequent microscopic definition of the macro-variables x c and f (x c ) characterizing the state of the nucleus:
where φ(r i ) denotes the total interraction potential of particle i due to all other particles. The velocity Π vc of the nucleus is obtained from Π nc Π vc = Π pc . By averaging these quantities over phase space with the proper statistical ensemble, we recover the corresponding macrostate variables x c . The variables Π xtot = (Π Ntot , Π Ptot , Π Etot , Π Vtot ) as the microscopic expressions for x tot are introduced analogously. Using the shorthand notation Π xc = (Π nc , Π pc , Π uc ) we also introduced the atomistic expression for the distribution function f (x c ) in Eq. (2).
B. Nonequilibrium Ensemble
Under the asumption that the collection of variables (Π xtot , Π f ) captures all relevant physical processes on the macroscopic time-scale of interest, the nonequilibrium state of the system is characterized by the generalized canonical ensemble 48, 49 :
where Z is the partition function of the mixed microcanonical-canonical ensemble ρ xtot,λc . In particular, the Lagrange multipliers λ c must be chosen to guarantee for the proper macroscopic averages of the slow variables, i.e., f (x c ) = Π f (xc) ρ x tot ,λc , where the brackets denote an average over the entire phase space with respect to the ensemble ρ xtot,λc . We also have x tot = Π xtot ρ x tot ,λc . While the variables x tot are treated microcanonically since the total system is closed and the quantities x tot rigorously conserved, the nucleus, as an open system, must be treated canonically through the use of Lagrange multipliers.
C. Entropy
We turn our attention to the entropy of the system described by (x tot , f (x c )). Subsequently, the entropy is shown to generate the irreversible dynamics of f . For the sake of clarity, we have summarized all different entropies involved in our analysis in Table I .
We first derive a useful identity which relies on the observation that the nonequilibrium ensemble can be rewritten as
and therefore the distribution f of the nucleus can be cast into the form
Here,Z is the microcanonical counterpart of Z,
and we associate it with the entropy S(x tot , x c ) = k B log(Z(x tot , x c )) of the system in state x tot with the nucleus of interest having properties x c . We obtain the entropy S(x tot , f ) of the system 48,49
where S tot (x tot ) = k B log(Z tot ) is the entropy of the full metastable phase and contains its total partition function
The contribution S tot (x tot ) will turn out to be irrelevant in generating the final evolution equations. In the last line of Eq. (8) the integration is over the full phase space compatible with the system state x tot . The expression for the entropy S(x tot , f ) contains the entropic potential
The entropic potential φ S is related to the probability of occurence of a nucleus with properties x c in a system described by x tot . Upon studying the dynamics of the distribution f it will turn out that the entropic potential φ S represents the nucleation landscape in which the diffusion process describing nucleation takes place, i.e., V S (x tot , x c ) = − log(φ S (x tot , x c )). In the truncated case x trc c = (n c ) when the full system is isothermal at temperature T and Brownian motion of the nucleus is irrelevant, the Gibbs-free energy of formation of a nucleus has been recognized [26] [27] [28] [29] [30] [31] [32] to be k B T times the logarithm of the probability that a nucleus with size n c appears in the metastable gas. Our expression V S (x tot , x c ) = − log(φ S (x tot , x c )) hence represents a plausible extension to more nuclei degrees of freedom. In the general setup where the nucleus energy fluctuates, the Gibbs-free energy of formation can no longer be regarded as the proper potential 33 , but now, V S or respectively S(x tot , x c ) in Eq. (7) as the entropy of formation takes this role. For a collection of the various forms of the nucleation landscape used throughout our work, see Table II .
The entropy of formation S(x tot , x c ) is recognized to depend on the nucleus momentum p c . To highlight this feature we show in App. IX A that in the limit of a sufficiently large nucleus ambient phase,
where v tot = P tot /(mN tot ) denotes the overall velocity of the system, v c = p c /(mn c ) the nucleus velocity and S(x tot , n c , u c ) represents the entropy of formation if only the variables (n c , u c ) characterize the nucleus.
D. Coarse Grained Evolution Equation
Coarse-grained evolution equations can be split into a reversible part with the system energy as driving force 
Stot(xtot)
Entropy of full metastable phase, including the nucleus with arbitrary state.
S(xtot, xc)
Entropy of system in state xtot containing nucleus in state xc.
S(xtot, nc, uc) Entropy of system in state xtot containing nucleus in state (nc, uc). Here, the momentum of the nucleus is unknown. See Eq. (10).
S(xenv, nc, uc) Entropy of system, where the system is split into a nucleus in state (nc, uc) and its ambient phase in state xenv. In this set of variables, the entropy can be decomposed: S(xenv, nc, uc) = Senv(xenv) + Sc(nc, uc).
Senv(xenv)
Entropy of nucleus ambient phase to define ambient temperature, pressure and chemical potential, see aSec. II E.
Sc(nc, uc)
Entropy of nucleus with state xc to define nucleus temperature, see also Sec. (II F).
Sc,K(nc, T )
MFKT entropy of nucleus of size nc in ambient phase at temperature T .
Sc,K(nc, uc)
Extended MFKT entropy of nucleus in state (nc, uc).
and a part of irreversible origin involving the entropy as driving force 33, 49 . For our system the reversible timeevolution is absent since the only involved dynamics is the exchange of mass, momentum and energy of the nuclei with the ambient phase and these processes are known to be purely irreversible in homogeneous media. The fundamental dynamics is hence encompassed in the irreversible contribution to the evolution equations. In App. IX B it is then shown that the evolution equations are recovered as:
where the nucleation landscape V S drives the dynamics and the elements of the diffusion tensor are
The average ... (xtot,xc) is over all configurations compatible with the state x tot of the total system and the initial state x c of the nucleus. Here,
, where τ GK is a time-scale on which the microscopic correlations drop off and the right handside in Eq. (12) reaches a plateau value. For the nucleation of liquid drops in a metastable gas, we recognize τ GK as the intermediate time-scale between the collision time of gas particles with the nucleus and the time-scale on which changes in the nucleus state are recognizable on the coarse-grained level of description. We obtain therefore the tensorial generalization (12) of the expression for the diffusion coefficient
used in a variety of papers 50, 51 for the truncated state space x trc c = (n c ). The evolution equation (11) has been discussed in detail by Schweizer and Sagis 33 , but here we constructed microscopic expressions for its building blocks, D and V S .
E. Coarse Grained Evolution Equation in "Standard" Variables
In the literature nucleation is often described by decomposing the system into a nucleating phase and its ambient phase 33, 56, 57 . We now aim to reformulate our theory in terms of the state variables (x env , f ), where the environment state x env = (N env , p env , U env , V env ) is composed of the total number of particles N env , the internal energy U env , the momentum p env and the volume V env of the nucleus ambient phase. Introducing the average A f = dx c f (x c )A of a coarse-grained variable A(x c , x tot ) with respect to the distribution function f , we can relate x env to x tot , i.e.,
The volume of the ambient phase V env is now a time-dependent variable since the volume of the nucleus V c (x c ) continuously changes during the nucleation process. In terms of the new variables the entropy S(x env , n c , u c ) with eliminated momentum degree of freedom, see also Eq. (10), can naturally be used to define the temperature T of the ambient phase as the derivative of S with respect to U env at fixed nucleus state, i.e., 1/T = ∂S(x env , n c , u c )/∂U env . Analogously, the chemical potential µ and the pressure P are given by µ/T = −∂S(x env , n c , u c )∂N env and p/T = ∂S(x env , n c , u c )/∂V env . If we now assume that in the variables (x env , x c ) the entropy splits into its environment and nucleus part, i.e., S(x env , n c , u c ) = S env (x env ) + S c (n c , u c ), where S env (x env ) is a property of the ambient phase only and similarily the nucleus entropy S c (n c , u c ) depends solely on the nucleus state, we find upon transforming the evolution equation (11) to the new variables,
Nucleation takes now place in the effective nucleation barrier
where v env = p env /(mN env ) is the velocity of the ambient phase. The expression (15) was already recovered in the nonequilibrium thermodynamics description of the nucleation process and has been discussed in full detail 33 . Our statistical mechanics approach however produces the additional logarithmic contribution in n c and the important observation is, that the introduction of the momentum p c into the nucleus state space must be accompanied by this logarithmic term in the nucleation barrier.
F. Entropic Potential in Thermodynamic Limit
Sampling the entropic potential φ S (x tot , x c ) requires to calculate the probability of occurence of a nucleus with properties x c in the microcanonical ensemble defined by the state x tot . In the prominent case of a sufficiently large system ensemble averages become identical and instead of averaging over the microcanonical ensemble defined by x tot we can sample over the isobaric-isothermal ensemble with fixed number of particles N , fixed pressure P and temperature T . By Galilean invariance we can set P tot = 0 without loss of generality. We define the corresponding system state byx tot = (N, P, T, P tot = 0). Averages of a phase-space variable Π A with respect to the isobaricisothermal ensemble are given by
For the entropic potential (9) we hence obtain the alternative expression
valid when the nucleus ambient phase is sufficiently large. By the same argument other ensembles can be used to sample φ S , such as the canonical or grandcanonical. Only when the system size is small, the rigorous exact version involving microcanonical averaging must be used. The momentum and position degrees of freedom can be separated, so that the entropic potential can be sampled by MC simulations on the position of the particles. To this extent we integrate out the momentum degrees of freedom and rewrite the entropic potential in a more suitable form:
where (19) and φ S (x tot , n c , u c − e ′ c ) denotes the probability that in the isobaric-isothermal ensemble the nucleus of interest has size n c and potential energy u is the heat-capacity of an ideal gas. The probability φ S (x tot , n c , u pot c ) can conveniently be sampled by means of MC simulations since it does not depend on the momentum degrees of freedom.
To gain further insight, we approximate the probability φ S (x tot
Here the factor of H(n c ) is arising for normalization reasons. The entropic potential φ S (x tot , n c ) of the truncated theory is recovered from
and with this we can define the nucleation landscape V S (x tot , n c ) = − log(φ S (x tot , n c )) of the truncated theory. With the approximation (20) we can solve the integral in Eq. (18) analytically. A more elegant way is to rewrite φ S (x tot , n c ) in the form
We approximate the exponent in the integral to second order around the saddle point e s c and we are then able to calculate the resulting Gaussian integral. The lower integration boundary can be shift to −∞ since the main contribution of the integral comes from values e ′ c > 0 so that the nucleation landscape V S (x tot , x c ) =
that turns out to compare excellently with the true solution (22) The red line shows the approximate landscape from Eq. (27) and the dotted blue line the exact landscape with integration of Eq. (22) . Thermophysical data is taken from the sixth row in Table V. can introduce a thermodynamic definition of the nucleus temperature T c . We recall that V S (x tot , x c ) = − log(φ S (x tot (x tot ), x c )) and upon representing the nucleation landscape V S in terms of the state of the ambient phase x env = (N env , p env (= 0), U env , V env ), see Sec. II E, we obtain
Notice, that the variable set (x c , x tot ) is more convenient to evaluate the statistical mechanics, but the physical interpretation of V S is more appealing in terms of (x c , x e ). When changing the nucleation landscape V S (x e , x c ) with respect to the internal energy U env of the ambient phase, while fixing the nucleus properties x c , this change must be equal to the temperature of the environment, such that ∂V S (x e , x c )/∂U e = −1/k B T , where the minus sign is a result of our sign convention entering the definition of V S through V S = − log(φ S ), see also the form of V S presented in Eq. (15) . Similarily, the nucleus temperature can be assigned as ∂V S (x e , x c )/∂u c = −1/k B T c . The change of variables law (24) implies
and employing now the specific expression (23) for the purpose of evaluating the left hand-side of Eq. (25) we find the caloric equation of state,
and with this, the saddle point can be represented as e s c = C V T c . To obtain Eq. (26) we ignored the second last term in Eq. (23) since compared to the other terms it is of subleading order in n c . The internal energy of a nucleus is hence given by the kinetic contribution C V T c and a potential energy contribution involving the most probable potential energy V 0 c at a given nucleus size n c , and a correction for nonisothermal effects. When T = T c , the nucleus is in the potential minimum of the landscape φ S (x tot , x c ) at fixed n c and p c . Plugging Eq. (26) and e s c = C V T c back into the expression (23) for the entropic potential and expanding the logarithm of the Γ-function with Stirling's approximation, we obtain the final form for the nucleation landscape
Note, φ S (x tot , n c ) is the usual barrier to nucleation in the absence of Brownian-motion and non-isothermal effects. In particular, 3/2 log(n c ) of the correction are due to the introduction of the momentum p c into the nucleus state space and 1/2 log(n c ) through the Stirling approximation on the Gamma function Γ(C V + 1). We here recover all corrections reported in the literature, including the momentum contribution obtained through entirely thermodynamic arguments by Reguera and Rubi 44 , and the temperature fluctuation law noticed by McGraw and Laviolette 52 . The additional temperature fluctuation contribution proportional to 1/H has not been reported in the literature to our knowledge. In the subsequent studied model system of argon nucleation the contribution proportional to 1/H effects the energetic landscape of V S (x tot , x c ) dramatically and is hence relevant (see Fig. 2 ). We postpone further discussion of the temperature fluctuations to Sec. IV.
III. KINETIC ENERGY AS A STATE-VARIABLE
In view of the various equivalent expressions for the nucleation landscape V S , see Eq. (15) and Eq. (27) for instance, it is plausible to ask wether the kinetic energy of the nucleus e kin,s c can be used as a state variable instead of the nucleus momentum p c , since the latter enters the entropic barrier only in the contribution p 2 c /2mn c being the "systematic" kinetic energy of the nucleus. Suppose for the further considerations that P tot = 0 by Galilean invariance. If we use the modified set of nucleus state variables x mod c = (n c , e kin,s c , u c ) instead of x c = (n c , p c , u c ) we have to construct the entropic potential in terms of these new variables. The entropic potential φ(x tot , x c ) is the probability that we encounter a nucleus with state x c and therefore we find the clarrifying relationship
This can be used to obtain the landscape
) which looks exactly like V S (x tot , x c ), but with p . The modified set of state variables have the advantage that the state space is smaller upon catching the same relevant macro-physics. The intuition is that in a homogeneous medium it must be irrelevant in which direction the momentum p c of the nucleus points and therefore the nucleation process can equally be described by |p c |, p 
IV. KINETIC ENERGY FLUCTUATIONS IN LITERATURE
It has been convincingly demonstrated in MD simulations 53, 54 of nucleation that when only the properties x red c = (n c , e kin, t c ) of a nucleus are measured, where now e kin, t c is the total kinetic energy composed of internal and systematic contributions, the nucleus temperature T c can be defined by T c = e kin, t c /C V and its fluctuations obey the law derived by McGraw and Laviolette, exp{C v [log (T c /T ) + (1 − T c /T )]}, without the additional contribution involving H we obtained in Eq. (27) . We first remark, that the state space x red c is a reduced version of x c and therefore cannot capture entirely the rich physics contained in x c . In x c we have additional knowledge of the potential energy contributions to the nucleus internal energy and it is then natural, that these contributions give rise to the more complicated caloric equation of state (26) rather than e kin, t c = C V T c . Thus, in the reduced framework x red c we measure kinetic energy fluctuations only, and define the temperature therein while in the richer theory x c we measure the internal energy fluctuations composed of kinetic and potential energy fluctuations, and so it is not surprising that the fluctuation law contains additional contributions.
We apply a similar reduction of degrees of freedom as in Sec. III to show that in the reduced state space x red c where only the size and total kinetic energy is measured in a simulation, the temperature indeed obeys the equation of state e kin, t c = C V T c with the fluctuation law by McGraw and Laviolette. To this extent, notice that the integrand in Eq. (18) , denoted by φ(x tot , x c , e kin, t c ) represents the probability that we observe a nucleus with property x c and total kinetic energy e kin, t c . Therefore
Employing the approximation (20) the probability φ(x tot , x c , e kin, t c ) has the form of the right hand side of Eq. (22), but without the integration over e ′ c . Therefore the integrations in Eq. (29) can be performed:
so that the nucleation landscape V S of the reduced theory satisfies up to irrelevant constants
The temperature can be defined analogously to the procedure in Sec. II F and we obtain e 
This shows that the kinetic energy of the nucleus is indeed a valid measure to obtain the nucleus temperature if no information about its potential energy is available.
V. APPLICATION: EXTENSION OF MFKT
At the example of the MFKT of nucleation 13 we illustrate that our work represents a powerful tool to extend existing nucleation theories to richer state spaces.
In his work 25 , Kalikmanov derived a non-perturbative expression for the partition function Z c,K (n c , T ) of a nucleus by microscopic considerations. In his treatment the ambient phase acts as a mean-field on the nucleus. His theory is valid for isothermal nucleation at temperature T and in particular he finds
where the chemical potential µ sat (T ) and particle density ρ sat (T ) at saturation are introduced. Here, n s c can be interpreted as the number of particles located at the surface of the nucleus and θ micro is a "microscopic" surface tension.
The entropy S c,K (n c , T ) and internal energy u c (n c , T ) of the nucleus, see also Sec. II E, are then given by
by means of the usual definition of statistical mechanics.
A. Enhancing State Space of MFKT
We exploit a local equilibrium hypothesis to extend the entropy obtained by Kalikmanov to nonisothermal nucleation. To this extent, notice that the entropy S c,K (n c , T ) of a nucleus can be viewed as a property of the nucleus only and in this sense does not depend on the state of the environment. In isothermal nucleation the temperature of the nucleus T c must coincide with the ambient temperature, so that T = T c and we can equally write S c,K = S c,K (n c , T c ). Now the local equilibrium hypothesis enters and we postulate that a nucleus in nonisothermal nucleation that can be assigned the temperature T c has the same properties as a nucleus in isothermal nucleation that takes place at temperature T = T c . Since the entropy, and analogously the internal energy of the nucleus are solely a property of the nucleus and do only depend on the nucleus state, we hence find the generalization of the nucleus entropy to describe nonisothermal nucleation,
where the nucleus temperature T c is now related to its internal energy and mass by 1/T c (n c , u c ) = ∂S T c (n c , u c ) ).
B. Analytic Solution for Nucleation Rate
The entropy S ext K (n c , u c ) does not depend on the momentum variable p c , so that we use the equations stated in Sec. II E to obtain the dynamics of extended MFKT. Our description then also takes naturally Brownian motion into account. We take the diffusion tensor of the particular form
andD is a 2 × 2 matrix with elementsD nc,nc ,D nc,uc andD uc,uc regulating the mass and heat exchange mechanism between nucleus and ambient phase. The evolution equations (14) of a nucleus in a metastable phase at temperature T and pressure P can be solved in the saddle point approximation 33, 36, 58 and give the prediction J K, ext of our extended MFKT:
where
The coefficients are given by
and
identified as the smallest eigenvalue of R =DG. All quantites in Eq. (39) and λ min must be evaluated at the saddle point x * c = (n * c , p * c = 0, u * c ) of the nucleation landscape V S (x tot , x c ) as given by Eq. (15) . For the internal energy u c (n c , T c ) this saddle point falls on u * c = u c (n * c , T ). Here, ∆V S (x tot , x * c ) denotes the height of the nucleation landscape and ρ g is the particle density of the metastable phase in which nuclei are formed. In the saddle point approximation (37) the effects of Brownian motion are seemingly irrelevant since the coefficient ξ is not involved. This is however not true since the logarithmic normalization factor 3/2 log(n * c ) contained in ∆V S (x tot , x * c ) enters the prediction. For the prediction of the standard isothermal MFKT nucleation rate J K we refer to the book of Kalikmanov 13 (Chapter 7.7 Steady State Nucleation Rate).
C. Application to Nucleation of Argon
As a specific model system we consider the nucleation of argon droplets in a supersaturated gas in the low-supersaturation regime studied by Diemand et al. through brute-force MD simulations 6 . This allows to compare our predictions directly with first hand exact results on the nucleation rate. For the physical setups listed in Table IV we have computed the isothermal MFKT nucleation rate J K and the corrected rate J K, ext and compared it to the MD simulations by Diemand. Since we compared our nucleation rate predictions to MD simulations, we did not take the real thermophysical data of argon, but data obtained through MD simulations 6 , see also Table III .
In Fig. 5 we illustrated the predictions of the standard isothermal MFKT and the extended version. The truncated theory seems to deviate systematically from the exact MD rates J MD . Our theory succesfully eliminates this deviation indicating that we chose the proper set of variables to capture the nucleation process on the macroscale. Notice, that we did not include effects of angular momentum and shape fluctuations in our description. As argued by Angélil et al. 54 the effect of angular momentum seems only to be pronounced for small nuclei consisting of less than 16 atoms and all our critical sizes were beyond this size, so that angular momentum should not be used as an independent state variable for an autonomous description of the nucleation process in the low supersaturation regime. Angélil et al. recognized that the shape of large nuclei can deviate significantly from spherical objects. Using the shape of a nucleus as an independent fluctuating variable might offer additional insights into the relevance of this correction.
Specifically, we evaluated the MFKT nucleation rate by resampling to the following relationships for which precise MD thermophysical data was available, see Table III . We shortly summarize the parameters appearing in the MFKT and closely follow the lines of its inventor 13, 25 . According to Kalikmanov, the microscopic surface tension is given by θ micro (T c ) = − log(−B 2 (T c )p sat (T c )/(k B T c )), where B 2 is the second virial coefficient of the gas. Introducing the macroscopic surface tension γ S (T c ), we can define the ratioω(T c ) = γ S (T c )/(k B T c θ micro (T c )). We further defineζ = n kinetic coefficientD nc,nc we used the standard formula obtained from kinetic theory 35, 36 
where A(n c ) = 4πr 2 c is the surface area of the nucleus and r c = (3ρ l n c /4π) 1/3 its radius. The remaining coefficients are given by predictions of Barret 33,36 , i.e., D nc,uc = 2k B TD nc,nc andD uc,uc = 6(k B T )
and are a result of kinetic considerations of the microscopic mass and energy exchange process between ambient phase and nucleus.
VI. APPLICATION: NUCLEATION IN LENNARD-JONES GAS
We study the nucleation of liquid drops in a metastable Lennard-Jones gas in the low supersaturation regime considered by the latest large-scale MD simulations 6 by Diemand et al.İn order to compare our nucleation rate predictions obtained from our coarse-graining procedure kBT /ǫ psatσ 3 /ǫ γSσ 2 /ǫ ρ l σ 3 /m B2/σ with the MD simulations, we employ the same LennardJones parameters as Diemand et al. and consider here nucleation in the limit of a large ambient phase at temperature T and pressure P . We aim to obtain the static building block φ S (x c ,x tot ) and the dynamic information D xc,xc from atomistic simulations. This then determines the coarse-grained model. We apply the following scheme to obtain predictions of the nucleation rate:
1. Sample configurations C distributed according to the isothermal-isobaric ensemble in Eq. (16) through MC simulations to obtain φ S (x tot , n c , u pot c ), here approximated by Eq. (20) . Construct the nucleation barrier V S (x tot , x c ) in Eq. (27).
Use the configurations C as input in short-time MD
simulations to obtain D xc,xc .
3. Solve the Fokker-Planck equation (11) in the stationary limit to obtain the nucleation rate predic-tion.
Subsequently we offer more details to each of the steps.
A. Lennard-Jones Model System
We simulate the interaction between atoms through the long-ranged Lennard-Jones potential, expressed at a separating distance r by φ(r) =
The cutoff radius is r c = 5 × σ. Typical values of σ and ǫ for a monoatomic Lennard-Jones system, made of argonlike particles, are σ = 3.822 × 10 −10 m and ǫ = 1.654 × 10 −21 J, with a particle's mass m = 6.690 × 10 −26 kg. We also introduce the typical time-scale τ = σ 2 m/ǫ on which the atomistic dynamics takes place. We performed both, the MC and MD simulations with N tot = 1000 particles in the isobaric-isothermal ensemble. We used periodic boundary conditions in all directions. With 1000 particles system size effects are negligible and we benefit from the fact that the system is small enough so that only one nucleus is formed in the system.
B. Clustering of Particles
For our simulations we need to formulate the microscopic cluster criterion Π θ(Γ) introduced in Sec. II A to evaluate nucleus properties. We here rely on the extension 32 of ten Wolde et al. of the most popular and simple scheme, the Stillinger-cluster definition where nearby atoms, within a distance smaller than a cutoff distance r c = 1.5σ are considered part of the same cluster. Ten Wolde et al. further distinguish between particles with a liquid like environment and vapor like environment. A particle has a liquid like environemnt if it has at least 5 neighbours as defined by the Stillinger-criterion. All liquid like particles which are connected are considered part of the same nucleus. The scheme by ten Wolde et al. is computationally cheap and has been shown by Wedekind et al. 55 to offer several advantages over the simple Stillinger definition. The developed nonequilibrium statistical mechanics does not indicate which cluster criterion should be used, but once the cluster criterion is fixed, the formulation of our coarse-graining procedure is independent of it.
C. MC Simulations
To sample the entropic potential φ S we exploit standard MC simulations 55 in the isobaric-isothermal ensemble with fixed number of particles N , pressure P and temperature T . The formation of a nucleus in the low supersaturation regime of the Lennard-Jones gas is a rare-event and so we resample to an importance sampling technique to sample regions in phase space that contain a nucleus. We use the umbrella-sampling technique to bias the simulation with the bias potential
that favours the presence of a nucleus with size n c in the system. We use different umbrella windows corresponding to different choices of n c . In particular, we take umbrella windows from cluster size 10 to 140 usually in steps of 10. The bias strength is chosen as k = 0.25. The cluster size 140 is in all simulations beyond the critical size n * c . In our MC simulations of the N P T ensemble, we attempt at each step a volume changing move with probability 1/N . If the volume changing move does not take place, each particle is moved with a probability of 5/N in this step. The maximum distance in any direction a particle can move is set to 0.4σ. This ensures in all our simulations an average acceptance probability of volume moves and particle moves of 50%. To sample each umbrella window we first initialize homogeneously distributed particles in space so that their density coincides with the density of the metastable state at the temperature and supersaturation we are investigating, see also rion of ten Wolde et al. allows for a nucleus larger than 6 particles only. We however fit the data obtained for φ S between n c = 6 and 140 and assume this fit can be extrapolated down to n c = 1. We found excellent fits of the nucleation landscape V S (x tot , x c ) by Eq. (27) with
where η 1 and η 2 depend on the temperature T and supersaturation S. Furthermore, we fit the potential minimum u , see also Table V . Here, e 0 can be interpreted as the bulk energy per particle of a nucleus, and e s as its corresponding surface energy. In Fig. 4 we illustrate a typical nucleation landscape V S (x tot , n c ) near the critical cluster size reconstructed from the MC simulations.
D. MD Simulations
The atomic positional configurations harvested from MC simulations are used as initial conditions for our short-time molecular dynamics simulations in the microcanonical ensembles. We can equally use the isobaricisothermal ensemble at temperature T and pressure P to sample the short-time correlations of fluctuations determining the diffusion coefficient since on these short time-scales the macroscopic state of the system cannot be affected. Microcanonical simulations are more robust since there is no thermostat that can affect the nucleus state. If the isobaric-isothermal ensemble is used, the thermostats corresponding to T and P must be ensured to produce system relaxation times of the thermostated variables that drop off much slower than the time-scale on which relevant microscopic correlations drop off. Otherwise, the nucleus momentum and energy can be affected through the thermostat on the same time-scale as microscopic collisions of atoms of the ambient phase and the nucleus take place, resulting then in erroneous estimates of the diffusion tensor 55 . For simplicity we have sampled the initial momentum of all atoms in our MD simulations with a Gaussian distribution at the temperature T we are investigating. In this work we omit studying the energy dependence of the diffusion tensor and solely capture its size dependence. To sample the diffusion tensor at the critical cluster size for any given temperature and supersaturation regime, we take 32 configurations harvested from MC runs that contain a nucleus of the critical size and then run the MD simulation for a total time of 25τ around five times larger than the collision time-scale τ GK ≈ 5τ of gas particles with the nucleus. By averaging the dynamics of all 32 simulations we are able to obtain the required mean-square displacements (12) . The corresponding correlation functions ∆ τGK Π xc ∆ τGK Π xc (xtot,xc) are illustrated in Fig. 5 , and within the collision time-scale a linear regime is recognizable from which the diffusion coefficient can be obtained. In Table V we have listed all obtained diffusion coeffi- 
We also evaluated the diffusion coefficients for the temperature T = 0.7 and supersaturation ratio 6.11 for nucleus sizes distinct from the critical size and realized that they are well approximated by Eq. (44) for nuclei down to 15 atoms. The scaling (44) was also valid in the postcritical regime. We hence assume the validity of Eq. (44) for all nucleus sizes. In his work 35, 36 , Barret gives explicit expressions for the coefficients D r,0 nc,uc and D r,0 uc,uc derived by kinetic theory arguments, see also Sec. V C. We did not find his theoretical predictions to match with our computer experiments. But we found rather good agreement of his prediction of D 0 with ours. In evaluating the coefficients ∆ τGK Π xc ∆ τGK Π xc (xtot,xc) we notice that the microscopic process behind its contribution is the exchange of mass, momentum and energy of the nucleus with the ambient phase. We adopted the cluster criterion of ten Wolde et al. in our MC simulations, and within this criterion there are always particles located at the surface of the nucleus which are not part of the nucleus since they have less than 5 neighbours. These particles can however stay at the surface of the nucleus for a considerable time-scale much larger than the collision time-scale τ GK and even rapidly oscillate between being part of the nucleus and part of the ambient phase. These oscillations lead to significant noise effects that make it difficult to evaluate the true diffusion coefficients, which by nature should only be affected by particles that truly 
E. Rate-Estimation
The rate prediction for the truncated theory using x trc c = (n c ) as state variable is given by the classical formula
where n * c is the critical size of the truncated nucleation landscape V S (x tot , n * c ) and ∆V S (x tot , n * c ) the barrier height, see also Eq. (43) . In order to obtain the nucleation rate of the full theory J ext , we performed Brownian dynamics (BD) simulations of the full FokkerPlanck equation (11) and the Fokker-Planck equation of the truncated theory (1) to obtain the correction to the nucleation rate (45) through nonisothermal effects and Brownian motion. For the BD simulation we closely follow earlier work 33 . In Table VI we tabulated the different obtained rates and corrections α non-iso and α BM to J trc through nonisothermal and Brownian effects of the nucleus. We roughly estimated these correction by first performing the BD simulations in an isothermal setup, but with the correction for Brownian motion activated to obtain α BM and subsequently we performed BD simulations incorporating all state variables and the additional correction was attributed to α non-iso . We observed that in lowering the ambient temperature T the nonisothermal effects become more pronounced and comparable with the Brownian effects. In the high temperature regime however, Brownian effects dominate. The lower the temperature the more latent heat is exchanged between the nucleus and ambient phase so that we expect this behavior. In Fig 6 we compare the predictions J ext with the brute-force MD rates J MD obtained by Diemand et al. 6 and plotted it in a manner that highlights the intrinsic universal scaling behavior suggested by Tanaka et al. 59 ,
where the MD nucleation rate is recognized as a universal function of log(S)/(T k /T − 1) 1.3 with T k = 1.312ǫ/k B the critical temperature. The rates obtained by the standard truncated theory deviate by 3 − 5 orders of magnitude from the exact MD rates whereas the rates obtained within our extended theory yields a quite excellent agreement.
VII. CONCLUSION AND OUTLOOK
We have derived the nonequilibrium statistical mechanics of nucleation with an extended state space within the GENERIC coarse-graining technique. We have shown that the truncated state space where only the number of atoms in a nucleus is a relevant variable leads to systematically erronoreous prediction of the nucleation rate of 3 − 5 orders of magnitude for the prototypical studied nucleation of liquid drops in a supersaturated Lennard-Jones gas. When we extend the nuclei degree of freedom to involve in addition its internal energy and momentum, this lack in prediction can be significantly improved. For the example of the MFKT of nucleation we also showed that truncated theories can easily be extended to a richer state space to improve predictions. Within our approach we were rigorously able to derive the correction of the nucleation landscape due to energy fluctuations and momentum fluctuations, and in both cases we were able to reproduce the up to date results. This includes the non-Gaussian temperature fluctuations inherent for small nuclei following the law of McGraw and Laviolette, and the mesoscopic irreversible thermodynamics contribution of Reguera and Rubi for Brownian motion. The latter, as we found, must be corrected by a logarithmic contribution in the cluster size that arrises from normalization reasons, and can probabily not be obtained by bare thermodynamic argumentations as done by Reguera and Rubi. Within our statistical mechanics approach we were also able to state the proper definition of the nucleus temperature that leads to the temperature fluctuations predicted by McGraw and Laviolette.
We predicted the nucleation rate in a metastable Lennard-Jones gas in the experimentally relevant low supersaturation regime and found excellent agreement with recent large-scale brute-force MD simulations. As argued by Diemand et al. when the nuclei size is smaller than about 16 atoms, nuclei tend to spin so that the angular momentum would enter as an additional important state variable. In the majority of our simulations the critical size was well beyond 16 so that these corrections are irrelevant. From this point of view it might be interesting to include additional state variables into the description such as the angular momentum or the shape of the nucleus. In this respect our coarse-graining procedure could also be extended to multicomponent system for more realistic applications. In our work we relied on a cluster definition to group the atoms as members of the gas phase or the nucleus of interest. Some work has been done avoiding the introduction of an artificial cluster criterion and we also expect useful extensions of our work in this directions, possibly following the lines of Kusaka et al. 26, 47 .
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We thank Hans ChristianÖttinger for various hints and ideas to improve this work significantly. Table reversible part of the evolution equation. For homogeneous nucleation this reversible part is known to vanish, so that we already expect iLΠ xc ρx tot ,xc = 0 (56) This implies PiLΠ xc = 0 and QiLΠ xc = iLΠ xc . The argument for Eq. (56) can be made more formal by recognizing that the average over iLΠ xc must be taken over all states compatible with the microcanonical ensemble ρ xtot,xc , that is over all states for which we encounter a nucleus with properties x c . But if a certain atomistic configuration C = (r 1 , ..., r N , p 1 , ...p N ) contains a nucleus with properties x c , then also the mirror image C ′ = (−r 1 , ..., −r N , p 1 , ...p N ) obeys this requirement. It is important that the momentum variables must not be mirror imaged, since otherwise the momentum Π pc of C and C ′ do not match and therefore C ′ would not fall into the class x c . In C all particles that would be about to join the nucleus would be about to leave it in C ′ and vice verca. In the same manner one can argue that in C a momentum influx is transformed to a momentum outflux in C ′ and vice verca. The same argumentation holds with the energy flux and consequently we have iLΠ xc (C) = −iLΠ xc (C ′ ) and therefore the validity of Eq. (56) .
In general, the irreversible part of the evolution equation can be cast into the form 48, 49 ∂f (x c ) ∂t irr = dx 
We hence derived the fundamental nucleus evolution equation based on microscopic considerations.
